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TRANSPAREMT OR TRANSLUCEMT CARE AiaD/OR MAKE-UP COSMETIC 
COMPOSITION STRPCTUREP WITH SILICOKE POLYMERS 

Technical field 

The present invention relates to a care 
5 and/or make-up cosmetic composition for the skin, 

including the scalp, and/or the lips of human beings^ 
containing a liquid fatty phase comprising at least one 
ester silicone oil, gelled with a particular polymer, 
the said composition being transparent, translucent and 
10 provided in particular in the form of a cast make-up 
product, in particular as a medce-up stick such as a 
lipstick, whose application leads to a deposit which is 
also transparent, translucent, nonsticky and tranfer- 
f ree . 

15 A care cosmetic composition is a composition 

which comprises at least one active compoxind for 
treating wrinkles, for moisturizing the skin and the 
lips, for protecting the skin, the lips and superficial 
body growths from ultraviolet rays, for treating acne 

20 and/or for acting as self -tanning agent. 

The invention relates more particularly to 
cosmetic and dermatological compositions which are 
tratnsparent and translucent, which may be coloured, and 
the deposits of which are also translucent and 

25 transparent, such as make-up products exhibiting non- 
stick and' non- transfer properties. 



BEST AVAILABLE COPY 



wo 2004/054524 PCT/EP2003/015024 

.Prior state of the art * • • . 

In cosmetic or .deinmatological products, it is- 
coitimon to find a structured, namely gelled and/ or 
rigidified, liquid fatty phase; this is in 'particular 
5 the case -in solid compositions, balms and lipsticks, 
eyeshadows, concealer products and foundations which 
have been cast- This structuring is obtained with the 
aid of waxes or fillers. Unfortunately, waxes and 
fillers have the drawback of rendering the composition 
10 opaque. and tenci to mattify the composition due to the . 
pressure of crystals, which is not always desirable in 
particular for a lipstick or an eyeshadow. 

The expression liquid fatty phase is 
understood to mean, for the purposes of the 
15 application, a fatty phase which is liquid at room 

temperature (25°C) and atmospheric pressure (760 ramHg) , 
which is composed. of one or more fatty substances which 
* are liquid at room temperature, which are also called 
oils, which are compatible with each other and which 
20 comprise at least one ester oil. 

The expression structured liquid fatty phase 
is understood to mean a rigidif ied or gelled liquid 
fatty phase. 

The expression rigidified liquid fatty phase 
25 for the purposes of the application is understood to 

mean that this phase does not run under its own weight 
when a silicone poly-amide is added thereto. 
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The expression gelled liquid fatty phase for 
the purposes of the application is understood to mean 
that the viscosity of this phase is increased because 
of the addition- of silicone . polyamide ^to this fatty 
5 • phase. 

The document. EP -A- 1 0 68 856 [1] describes 
•solid cosmetic compositions, with no wax, containing a 
..liquid fatty phase structured with a polymer, in which 
the. fatty phase is mainly a non-silicone oil, 
10 • ^ The document WO-A-01/97758 [2] describes 

cosmetic compositions based. on polyamide resins 
comprising a gelling agent chosen from esters and 
amides of N-acylamino . acids and mixtures thereof. The 
composition also comprises a solvent for the polyamide 
15 resin which may be chosen from unsaturated and 
saturated fatty alcohols, fatty and/or aromatic 
carboxylic acid esters;, ethoxylated .and/or propoxylated 
alcohols and acids, silicones, mineral oils and 
branched-chain hydrocarbons; preferably, fatty acid 
20 esters, fatty alcohols, mineral oils,*, branched 
hydrocarbons and mixtures thereof. 

The fatty phases of cosmetic compositions 
often make use of silicone oils. Indeed, the use of 
fatty phases based on silicone oils makes it possible 
25 currently to obtain cosmetic compositions having a long 
staying power when the oils are only slightly volatile 
or are non-volatile,- namely a good staying power in 
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pai:ticular of . the colour - over time (unchanging, 
unfading) > and transfer-free compositions when the 
silicone oils are volatile/ not forming a deposit on a 
support such as a glass, a cup, a fabric or- a 
5* cigarette, placed, in contact with the film of make-up. 

Current ly^ the use of silicone oils in 
cosmetics is limited/by the small number of molecules 
which can .gel these media and thus * give compositions 
.which exist in solid form such as lipsticks or. cast 
10 foundations for example. 

The use of cosmetic compositions whose fatty 
phase is predominantly siliconized leads,* in most 
cases, to problems of compatibility with the 
ingredients conventionally . used in. cosmetics. 
15 In the documents WO-A^97/36573 [3] , US-A- 

5 874 069 [4], US-A-S 919 441 [5], US-A-6 051 216 [6], WO- 
A-02/17870 [7], and WO-A-02/17871 [8], EP-A-1 177 784 
[9], WO-A-99/06473 [13], and US-A-6 353 076 [14], which 
is a division of 0S-A-r6 051 216 cosmetic compositions 
20 such as deodorant sticks or gels, comprising a silicone 
oily phase gelled with a polysiloxane- and pblyamide- 
based wax, or with a polymer containing siloxane groups 
and groups capable of hydrogen interactions, have been 
prepared. 

25 More particularly, the document WO~A-97 36573 

[3] describes the combination of a fluid silicone 
solvent and thickeni-ng. agents which are a wax 
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• containing silicone groups, and a polyaraide which may 
• contain silicone groups. 

The document US-A-:5 874 069 [4] is close to 
the docxunent WO-A-97 36573 [3], but it requires 
5 obtaining a. solid system by passing from a clear:and 
.translucent system, and it gives details on the nature 
of the wax. and its monoraeric, in particular sildxane, 
units 

The docxjmient US-A-5 919 441 [5] describes a 
10 system containing a fluid with at least one silicone 
and a polymer with siloxane groups and H bond 
containing groups, the saijd polymer being a fluid at 
room temperature and being soluble in the fluid so as 
to obtain a clear and translucent solution. 
15 The. document US-A-6 051 216 [6] relates to 

the combination of a silicone polyamide with a fluid 
silicone and, optionally, an additional solvent. 

In WO-A-02/17870 [7], it is envisaged to add 
to the composition another gelling agent, but the 
20 quantities added should be low, for example less .than 
0.5% in the case of hydroxystearic acid, in order to 
preserve the clarity of the product. 

In WO-A-.02/17871 [8], it is also envisaged to 
use a second gelling agent with the silicone polymer in 
25 a quantity representing 0.5 to 2% by weight of the 
composition, and a solvent system comprising a 



wo 2004/054524 PCT/EP2003/015024 

non--silicone organic compound, a volatil-e silicone and./ 
optionally another silicone- 

The document EP-A-1 177 784 [9] illustrates a 
deodorant . composition comprising a liquid phase 
5 containing, for example, a volatile silicone and 
optionally a non-volatile silicone and/or a non- 
silicone hydrophobic organic liquid, structured with an 
organic compound with ami dp groups, with optionally one 
or more polymeric or non-polymeric . secondary- 
10 structuring agents in small, proportions - Among the 

secondary structuring agents, this document mentions 
polymers having silbxane groups and 'groups exhibit^ing 
- hydrogen interactions without giving examples or 
results on a composition using these polymers. 
15 It should be stated that the documents [7], [8] 

and [9] relate to deodorants for which the problems of 
non-stickiness and non-transfer of the composition do 
not exist as in the case of the make-up cosmetic 
. products described above. 
20 It is evident in the light of the preceding 

text that the transparency is, in all cases, an 
extremely delicate property to obtain for a cosmetic 
composition, in particular a solid cast composition of 
lipstick, for example in stick form, regardless of the 
25 nature of the silicone oils or the like constituting 
the fatty phase. Indeed, the transparency or the 
translucent character cannot be obtained if waxes are 
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used for structuring the composition because, as 
indicated above, waxes. have the. disadvantage of making ■ 
the composition opaque. 

If it is sought to structure the, composition, 

•5 such as. a stick, preferably without using waxes in" 

order. to avoid their opacifying effect, as is the case., 
in the documents FR-A-2 817 740 [10] and FR-A-2 817 739 
[li], other problems occur and. the transparency is 
obtained at the detriment of other essential properties 

10. of the composition, such as the non-sticky character 
which is a property highly desired by the consumer. 

It has not been possible until now to obtain 
a composition having, on the one hand, the attractive 
cosmetic appearance, which is represented by the 

15 transparency of the deposit and/or of the composition 
and, on the other hand, non-sticky and optionally 
transfer-free properties of the deposit formed from the 
said composition. ' 

» 

A need therefore exists for a cosmetic 
20 composition, in particular a solid cast composition, 

such as a lipstick, which is transparent or translucent 
and which furtheinwore- gives a non-sticky deposit during 
its application. A need also exists for a cosmetic 
composition, in particular a coloured composition which 
25 is transparent or translucent and which makes it 

possible to obtain a deposit, which is in particular 
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coloured, transparent, non-sticky, but also does not- 
transfer upon- contact. 

* . - ' ' - 

Disclosure of the invention ^ 
5 The aim of the invent iori is in particular to 

respond to. the needs mentioned above. . 

In other words, the .'aim of" the invention is - 
to provide, a care and/or make-up cojnpositioh for the 
. skin and/or the lips, which makes it possible to 
10 overcome the disadvantages and to solve the problems 

mentioned above, in particular the aim bf the invention 
is to provide a composition which is. transparent or 
■ translucent and which also makes it possible to obtain 
a deposit which is non-sticky and does not transfer 
15 through contact.- 

Surprisingly, the Applicant has found that 
the use of particular polymers, such as silicone 
.polyamides, combined with a specific fatty phase 
comprising at least one ester-type oil, made it 
20 possible to achieve, inter alia, the above aims and to 
structure, in the absence of wax, the liquid fatty 
phases in the make-up or care compositions. 

In particular, it has been observed that the 
compositions containing this combination of a 
25 particular polymer and a specific ester oil were not 

only transparent and translucent, but also resulted in 
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non-Sticky films or deposits with improved transfer- 
free properties • " 

The combination of these particular polymers 
with one or more ester oils present in the fatty. phase 
5 makes it possible to obtain gels, in particular 

transparent or translucent, solid compositions having 
good mechanical strength and allowing a deposit in 
sufficient quantity>.' which is not sticky to .the touch, 
which does not transfer upon contact, and .which ±s , 
10 itself transparent or translucent - 

The effects obtained by virtue of this 
.combination of a particular polymer and a particular 
ester oil> in particular the combination of the non- 
transfer, of the absence of stickiness of the deposit 
16 aiid of the transparency or translucence of the 

composition and of the deposit, do not appear in the 
prior art dociaments . 

* The . invention not only applies to make-up 
products for the lips such as lipsticks, lip pencils 
20 and lip glosses, but also to qare products for the 

skin, including the scalp, and the lips,, such as sun 
protection products in .stick form for the skin, the 
face or the lips, or lip balms, to make-up products for 
the skin, both of the face and of the human body, such 
25 as foundations cast as. a stick or in a dish, concealer 
products and temporary tattoo products, and to make-up 
products for the eye3 such as eyeliners, in particular 
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in pencil, form, "and mascaras , in particular, cakes for 
keratinous fibres * (eyelashes/ eyebrows, hair).. 

More precisely, the stabject of the. invention 
is a care and/or make-up cosmetic composition, which is 
5- . transparent . or translucent an.d/or . capable of giving a 
transparent or translucent deposit,, comprising : 

-a liquid fatty phase comprising- at least one 
ester oil chosen from esters of monqcarboxylic* acids. 
• with mpnoaicohols- and polyalcohols,* structured with at 
10 least one structuring polymer (homopolymer or 

copolymer) having a weight-average molecular mass 
ranging from 500 to 500 000, containing at least one 
moiety comprising: 

- at least one polyorganosiloxane group consisting 
15 of 1 to 1 000 organosiloxane units in the chain of the 

moiety or in the form of a graft, and 

- at least two groups capable of establishing 
hydrogen interactions, chosen from ester, amide, 
sulphonamide, carbamate, thiocarbamate, urea, ur ethane, 

20 thiourea, oxamido,. guanidino and biguanidino groups, 
and combinations thereof, 

- the pol^nner being solid at room temperature and 
soluble in the liquid fatty phase at a temperature of 
25 to 250°C, and , * 

25 the liquid fatty phase and the structuring 

polymer forming a physiologically acceptable medium. 
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Cosmetic cqmpositions. comprising a liquid 
fatty phase -comprising a specific ester oil, which are 
transparent or translucent, and whose structuring is 
*. additionally provided by a specific polym^er, for 
5 example of the silicone polyamide type (PASi) , are not 
described in the prior. art. 

Surprisingly, it has been found that the. use, 
in the fatty phase of the composition of the invention, 
of a specific oil which is a so-called ^^ester'' oil, 
10 -. which can be called ^^short ester'% made . it possibly to 
• obtain a transparent or . translucent composition. 

In addition, the compositions according to 
the invention give transparent or translucent deposits 
or films. 

15 In other words, the cosmetic compositions of 

the invention have as a characteristic, on the one 
hand, the transparency or the translucence of the. 
deposit which is obtained therefrom and, on the other 
hand, the translucent or transparent appearance of the 

20 composition before its application, ^'in the pot", ^^in 
the mass". 

This property of transparency or of 
translucence ^^in the mass" means that a layer of the 
composition having a given thickness, allows a. portion 
25 of visible light to pass through. If this portion of 
visible light is scattered, the composition will be 
defined as being a composition which is translucent in 



wo 2004/054524 



PCT/EP2003/015024 

12 . 



the mass, and if,, on the contrary, it is not scattered, 
then the composition will be defined as- being a 
composition which is transparent in the mas.s. 

The transparent or translucent property of 
5 the composition according to the invention is 
determined in the following manner: the test 
composition is :cast into a. 30 ml Volga pot, tTie 
composition is allowed to cool (for 24 h at room 
; temperature) and a white sheet is placed on top, on 
10 which a cross about 2 mm thick is drawn with a black 
felt pen. If the cross is visible to the naked eye in 
daylight at an observation distance of 40 cm, the 
composition is transparent or translucent. 

This transparent or translucent appearance is 
15 very satisfactory, in particular for the consumer, from 
an aesthetic point of view and may therefore be of. 
great commercial interest.. 

The transparent or translucent character of a 
..cosmetic composition, .for example in stick form, and 
20 what is more, of the deposit obtained therefrom, is 
extremely difficult to predict. 

It is absolutely not possible to know in 
advance which particular component and in which 
proportion, will make it possible to obtain the 
25 transparency or the translucence of the composition 
and, a fortiori of the deposit. 
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The formulation of transparent or translucent 
cosmetic compositions is therefore 'totally 
unpredictable and can in no case be deduced from pre- 
existing formulations or the properties, for example 
5 the optical properties, . of the compounds entering into 
these compositions. 

Nothing could have suggested that by choos.ing 
the ;specif ic ^^short" esters among the considerable 
niimber of oils capable of being incorporated into the 

10 fatty phase of a cosmetic composition, a transparent or 
translucent composition and a. deposit of this 
translucent or transparent composition would 
surprisingly be obtained, given the random and highly 
unpredictable character of the transparency and the 

15 translucent character of a composition and of a deposit 
thereof. 

It is surprising that the combination of this 
specific ester with a specif ic . structuring polymer, for 
example of the PASi type, leads to a composition which, 
20 while being transparent or translucent and giving a 
transparent or translucent deposit, also makes it 
possible, to obtain a deposit .which is ^^transfer-free'' 
' upon contact and which is not sticky. 

Now, it has been found that only the specific 
25 esters according to the invention made it possible, 
among all the oils capable of being used in the 
cosmetic compositions, to obtain surprisingly, with the 
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particular structuring polymers described abov^, and in 
the absence. or in the presence of^a small quantity of 
waxes,, structured systems, such as gels or sticks 
exhibiting transparency/translucence, and formulations 
5 which are not stioky. (^'non-sticky") and which do not 
transfer upon contact. 

The inventidn results from the double 
selection, from a very large number of oils, and of 
structuring polymer.s respectively, of .a specific oil 
10 and of a specific polymer whose combination 

surprisingly leads to a system which exhibits the 
combination of advantageous properties according to the 
invention. 

In connection with the preceding text, the 
15 transfer-resistance of a cosmetic composition may be 
estimated by a transfer-resistance test which is well 
established in the technical field, such as the 
application of the made-up area on the skin or the lips 
(the so-r.called ^'kiss" test) . The same applies to the 
20 non-sticky test (see Example 4) . 

The transparent or translucent composition of 
the invention may be provided in the form of a paste, a 
solid or a more or less viscous cream. It may be a 
simple or multiple, in particular an oil-in-water or a 
25 water-in-oil, a water-in-oil-in water or an oil-in- 

water-in oiL, emulsion, or a rigid or soft gel having 
an oily continuous phase. The simple or multiple 
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emulsion maiy comprise an aqueous or . oily continuous 
phase optionally containing dispersed lipid vesicles - 
In particular, it is provided in a form cast as a stick 
or in a dish and moire especially in the form of an 
5 pily, in particular anhydrous, rigid gel and in 

particular of an anhydrous stick. More, especially, it 
is provided in the form of a translucent or transparent 
rigid. gel and preferably/ if the composition contains 
pigments or . dyes, a. slightly coloured rigid gel, the 

10 liquid fatty phase forming the continuous phase. An 
anhydrous composition will comprise less thai> 10% by 
weight of water, for example less than 5% by weight. 

The structuring qf the liquid fatty phase can 
be modulated according to the' nature of the structuring 

15 polymer and the ester oil used; this structuring may be 
such that a rigid structure is obtained in the form of 
a baton or a stick, having good mechanical strength, 
which is transparent or translucent . When they are 
coloured, these batons make it possible, after 

20 application, to obtain a deposit which is transparent, 
translucent, non-transfer and non-sticky. 

The composition may contain one or more 
structuring polymers, as defined above, and one or more 
ester oils. 
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Advantageously, the composition of the 
invention is a composition for the lips and even. better 
a lipstick composition in particular in stick form. 

5 Liquid fatty phase 

The liquid fatty phase of the .composition . of 
the invention comprises one or more oilS;, 

• According to the invention^ at least one of 
these oils is an oil called ^"ester oil" which is chosen 
10 from esters of monocarboxylic acids" with monoailcohols 
and polyalcohols . 

.Advantageously, the said ester corresponds to 
the following formula (I) : 

15 " • Ri-C0'0-R2 (I) . 

where Ri represents a linear or branched alkyl 
radical of 1 to 40 carbon atoms, preferably of' 7 to 19 
carbon atoms, optionally comprising one or more 
20 ethylenic double bonds, and optionally substituted-, 

R2 represents a linear or branched alkyl 
radical of 1 to 40 carbon atoms, preferably of 3 to 30 
carbon atoms, and even better of 3 to 20 , carbon atoms, 
optionally comprising one or more ethylenic double 
25 bonds, and optionally substituted. 
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. . " The expression optionally substituted'' is ■ 

understQod to mean that Ri and/or R2 may carry one or 
more substituents chosen for example from groups 
comprising one or more heteroatoms chosen from O, N and 
'5 S, such as amino, amine, alkoxy, hydroxyl. 

.Preferably, the total number of carbon atoms 
. of Ri + R2 is > 9. 

The ester used according to the invention .may 
be designated under, tlie .name of '"short" ester.. 
10 Ri may represent the residue of a preferably 

higher, linear or, preferably branched fatty. acid 
comprising from 1 to 40 and' even better from 7 to 19 
carbon atoms and R2 may represent a linear or preferably 
branched hydrocarbon chain - containing from 1 to 40, 
15 preferably from 3 to 30 and even better from 3 to 20 
(19 to 28, 8 to 27, 7 to 26 C). carbon atoms. Again, 
preferably the number of carbon atoms of Ri + R2 ^ 9- 

Examples of Ri groups are those derived from 
fatty acids chosen from the group consisting of acetic, 
20 propionic, butyric, caproic, caprylic, pelargonic, 
capric, undecanoic, lauric, myristic, palmitic, 
stearic, .isostearic, arachidic, behenic, oleic, 
linolenic, linoleic, oleostearic, arachidonic and 
erucic acids, and mixtures thereof.. 
25 Examples of esters which can be used in the 

fatty phases of the compositions of the invention are 
for example purcelli^i oil (cetostearyl octanoate) , 
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. i.sononyl isorionanoate, isopropyl myristate^ . . 
2-ethylhexyl palmitate^ 2-octyldodecyl stearate,* . 
2-octylciodecyl erucate, isostearyl isostearate, and 
heptanbates, octanoates, decanoates or ricinoleates of 
5 aicohols or polyalcohols, for example of fatty 
alcohols. 

Advantageously, the esters are chosen from 
the compounds of. fointiula (I) above, in which Ri 
represents an unsiibstituted, linear or branched alkyl 

10 group, optionally comprising one or more ethylenic 
double bonds, from L to 40 carbon atoms, preferably 
from 7 to 19 carbon atoms,- and R2 represents an . 
unsubstituted linear or branched alkyl group, 
optionally, comprising one or more ethylenic double 

15 bonds, from 1 to 40 carbon atoms, preferably from 3 to 
30 carbon atoms, and even better from 3 to 20* carbon 
atoms • 

Preferably, Ri is an unsubstituted- branched 
alkyl group of 4 to 14 .carbon atoms, . preferably of 8 to 

20 10 carbon atoms, and R2 is an unsubstituted branched 

alkyl group of 5 to 15 carbon atoms, preferably of 9 to 
11' carbon atoms. Preferably, in fprmula (I) > Ri-CO- and 
R2 have the same number of carbon atoms and are derived 
from the same radical, preferably an unsubstituted 

25 branched alkyl, for example isononyl, that is to say 
that advantageously the ester oil molecule is 
symmetrical. - 
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The ester oil will be preferably chosen from 
the following compounds: 

- isononyl isohonanoate, 

- cetostearyl octanoate, 
5- ' ; - isopropyl myristate, 

2-ethylhexyl palmitate, 
2-octyldodecyl stearate, 
2-octyldodecyl erucate, 

- . . isostearyl. isostearate- 

10 - 

The ester which is preferred amongst all is 
isononyl isononanoate which makes it possible to obtain 
at best compositions having excellent transparency or 
trahslucence combined. with, excellent properties of non- 
15 transfer and absence of stickiness. 

Advantageously, the fatty phase comprises 
from 0,5 to 100% by weight of oil or of ester oils, 
preferably from 1 to 80% by weight, still more 
preferably from 2 to 50% by ..weight, even better from 2 
20 to 40% by weight. 

In these percentage ranges, the surprising 
effects of the invention, namely essentially the 
combination of transparency /translucence, non-transfer, 
and non-stickiness are exhibited with the greatest 
25 magnitude. 

Preferably, the fatty phase comprises 100% by 
weight of the ester oil(s), that. is to say that the 
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fatty phase contains, as oils, only ester oils as . 
described above, excluding any other oil. 

More preferably still, the fatty phase 
comprises only one ester oil (and not a mixture) which 
S is preferably isononyl isononanoate, this single ester 
: o.il being present in the above percentages., and 
preferably in an amount of 100% by weight.' 

•The liquid fatty phase of- the composition 
according to the. invention comprises at least one oil 
10 generally chosen from hydrocarbon, silicone and 
fluorinated oils, 

. An oil is a nonaqueous compound which is 
immiscible with water. 

The liquid fatty phase. may comprise at least 
15 one volatile oil. 

For the purposes of the invention, a volatile 
oil has a flash point preferably of 35 to 135**C 
(measured according to. the method) or no flash point. 
The flash point is the temperature at which the vapours 
20 emitted by a fuel ignite upon contact with a flame, a 
spark or a heat source. 

Volatile oils have advantageously at room 
temperature (25**C) and atmospheric pressure (760 mmHg) 
a vapour pressure ranging from 0.01 mm to. 300 mmHg 
25 (1.33 Pa to 40 000 Pa) and even better ranging from 
0.05 to 190 mmHg (6.65 Pa to 25 330 Pa). 
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According to the invention, the volatile oil 
may be chosen, from linear, branched or cyclic silicone 
oils having a flash point equal to or greater than 4CC 
and/or a viscosity of less than 8 cSt, such as linear, 
5 branched or cyclic polydimethylsiloxanes (PDMS) haying 
from 3 to 7 silicon atoms. 

• By way. of examples* of such volatile oils, 
there may be mentioned the compounds given in- Table 1 
below. ' . . • . ■ 

10 The composition may contain- a non-volatile 

silicone oil. 

The silicone oils of the invention have a 
viscosity which is advantageously chosen from the 
ranging .going from 5 to 800 000 cSt at 25 °C, preferably 
15 from 10 to 500 000 cSt, and even better from 10 to 
5 000 est. 

The non-volatile silicone oils may be 
polydimethylsiloxanes, polyalkylmethylsiloxanes, 
dimethicone copoly6ls> alkylmethicone. copolyols, 
20 cetyldimethicone, silicones with alkylglyceryl ether 
groups, silicones with side amine groups and 
dilauroyltrimethylol propane siloxysilicate. The alkyl 
groups of these oils have in particular from 2 to 24 
carbon atoms. 

25 The nqn-volatile silicone . oils may be 

polydimethylsiloxanes, polyalkylmethylsiloxanes , 
dimethicone copolyols, alkylmethicone copolyols. 
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cetyidimethicone, silicones with alkylglyceryl ether- 
groups, silicones with side amine groups and 
dilaurbyltrimethylol propane isiloxysilicate- The alJcyl 
groups. of these oils have in particular from 2 to 24 
5 carbon atoms. . • 

The non-volatile silicone oils which can be. 
used in. the invention may be in particular linear, non- 
volatile polydimethylsiloxanes (PDMS) which are liquid 
at room temperature^ polydimethylsiloxanes containing 
10 alkyl, alkoxy or phenyl groups,, which are pendent 

and/or at the silicone chain end, groups' each having 
from 2 to 24 carbon atoms; phenylated silicones . such as 
. phenyltrimethicones , phenyldimethicones , 

phenyltrimethylsiloxy d'iphenylsiloxanes, diphenyl- 
15 dimethicones , diphenylmethyldiphenyltrisiloxanes , 

2-phenylethYl' trimethylsiloxysilicates, f luorinated 
silicones with 9ne or more group (s) that is (are) 
pendent or at the chain end having from 1 to 12 carbon 
atoms of which all or some of th^ hydrogen atoms are 
20 substituted with fluorine atoms, dimethiconols and 
mixtures thereof. 
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Table 1 



Compound 


Flash point 


Viscosity 
(cSt) . 


Octyltrimethicone 


,93 


1.2 


Hexyltmnethicone 


79 


1.2 


Decamethylcyclopentasiloxane 
(cyclopentasiloxane or DS) 


72. 


4.2 


Octamethylcyclotetrasiloxane 
(cyclotetradimethylsiloxane or D4) 


55 


2,5 


Dodecamethylcyclohexasiloxane (DG) 


93 


7 


Decamethyltetrasiloxane (LA) 


63 


1.7 


KF 96 Afirom ShinEtsu 


94 


- 6 


PDMS (polydimethylsiloxane) DC 200 
(1 .5 cSt) fcom Dow Coming 


56 


1.5 


PDMS DC 200 (2 cSt) from Dow 
Corning 


87 


2 


PDMS DC 200 (5 cSt) 


134 


5 
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from Dow Coming 






PDMS DC200(3cSt) 


.102 


3 


from Dow Coming 







In other words, the volatile silicone oil(s) 



may be .chosen, for example, from the group ■ consisting 
of the compounds of Table 1, 

heptamethyloctyltrisiloxane, dodecamethylpentasiloxane 

5 and mixture? thereof • 

The volatile silicone oil may also.be chosen 
from the group comprising fluorinated .silicone oils 
such as silicones with alkyl.and perf luoroalkyl groups, 
silicones with oxyethylen^ted/oxypropylenated (EO/PP) 

10 side groups and with perf luorinated groups, silicones 
with perf luorinated side groups and with glycerolated 
side groups, perf luoroalkylmethylphenylsiloxanes, these 
oils having a vapour pressure greater than or equal to 
0.02 mmHg, 

15 The volatile non-silicone oils may be chosen 

from the group comprising hydrocarbon oils and volatile 
esters and ethers such as volatile hydrocarbons such as 
isododecane and isohexadecane, Ca-Cie isoparaf f ins, 
isohexyl or isodecyl neopentanoates. 

20 The volatile oil may also be chosen from 

fluorinated oils such as perf luoropolyethers, 
perf luoroalkanes such as perf luorodecalin, 
perfluorodamantanes,- esters (monoesters, diesters and 
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triesters) of perf luoroalkyl phosphates and fluorinated 

• ester oils. 

By way of example of volatile non-silicone 

• oils which can be used in the invention, there may be 
5 mentioned the compounds of Table 2 which follows. 



Table 2 



Compound . 


Flashpoint 






Isododecane 


43 


Isohexadecaae 


102 


Isodecyl neopentanoate 


118 


Propylene glycol n-butyl ether 


60 


Ethyl 3-ethoxypropionate 


58 


Propylene glycol methyl ether 


46 


acetate* 




Isopar L (Cn-Cis isopaiafBn) 


62 


Isopar H (Ci 1-C12 isoparafifin) 


56 



10 The liquid fatty phase advantageously 

contains at least 1%^ and even better at least 5%, for 
example from 10 to 90%^ by weight, of silicone oil(s) 
advantageously having a viscosity of less than 
1 060 est and even better of less than 100 cSt because 

15 the silicone polymers used in the invention are more 
soluble in silicone -oils of low viscosity. 
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When the .fatty phase comprises a volatile 
bil^ it advantageously represents from 3 to 89.4%^ and 
even better from 5 to 60%, for example from 5 to 20% of 
the total weight of the composition. ' • 

5 The liquid fatty phase may also contain other 

Hon-silicone oils> for example polar oils such as: 

- hydrocarbonaceous vegetable oils with a high 
content of triglycerides consisting of esters of fatty 
a.cids and of glycerol in which the fatty, acids may have 
10 varied chain lengths, it being possible for the latter 
to be linear or branched, • saturated or unsaturated; 
these oils are in particular wheat germ, maize, 
sunflower, karite, . castor, sweet almond, macadamia, 
apricot, soybean, rapeseed, cottonseed, lucerne, poppy 
15 seed, pumpkin seed, sesame, gourd, avocado, hazelnut, 
grapeseed-or blackcurrant seed, evening primrose, 
millet, barley, quinoa,. olive, rye, safflower, 
candlenut, passion flower and rose musk oils; or 
triglycerides of caprylic/capric acids such as those 
20 sold by the company Stearines Dubois or those sold 

•. under the names Miglyol 810, 812 and 818 by the company 
Dynamit Nobel; 

- synthetic esters having from 10 to 40 carbon 
atoms ; . 

25 - Cs to C26 fatty alcohols such as oleyl alcohol 

and octyldodecanol; 
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- fatty apids such as oleic> linoleic or linolenic 
acid; and . ' 

■7 mixtures thereof. 

The liquid fatty phase may also contain 
5 apolar oils such as linear or branched, hydrocarbons or 
fluorocarbons of • synthetic pr mineral, origin, which are 
volatile or not, such as volatile oils of paraffin 
(such as isoparaf fins, isododecane) or non-volatile 
oils of paraffin and its derivatives, petroleum jelly, 
10 polydecenes, hydrogenated polyisobutenis such as 
parleam, squalane, and mixtures thereof. 

Thus, the invention may be used for example 
with the following different fatty phases: 

1) a fatty phase consisting solely of a mixture of 
15 ester oils; 

2) a fatty phase, consisting solely of a single 
ester oil; 

3) ' a fatty phase consisting of a mixture of oils 
Qomprising at least one ester oil and at least one 

20 volatile silicone oil; 

4) a fatty consisting of a mixture of oils 
comprising at le^st one ester oil and at least one non- 
silicone volatile oil; 

5) a fatty phase consisting a mixture of oils 
25 comprising at least one ester oil, at least one non- 

silicone volatile oil and optionally one volatile 
silicone oil; ' - 
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6) a fatty phase consisting of a mixture of oils. • 
comprising at least one ester oil, one non-volatile, 
non-silicone oil and optionally at least one volatile 
non-silicone oil; and 
•^5 ' in* cases 3) ; 4) and .5) / the mixture may also 

comprise a non-volatile non-silicone oil. 

Generally, the liquid fatty phase represents 
from 5 to 95% of the total weight of the composition 
and even better from 20 to 75%.. 
10 • According to the invention, the composition ^ 

comprises, in addition, solid particles chosen from 
fillers and pigments (including pearlescent pigments) , 
and mixtures thereof,, in a quantity such that the 
composition remains transparent or translucent. 
15 The expression pigments is understood to mean 

any solid particle insoluble in. the composition which' 
serves to give and/or modify a colour and/or an 
iridescent appearance. 

The pigments may be white or coloured, 
20 inorganic and/or organic, coated or not. Inorganic 

pigments may be chosen, for example, from zinc oxides, 
iron oxides, titanium oxides and mixtures thereof. 
There thus may be mentioned, among the inorganic 
pigments, titanium or zinc dioxide, optionally surface- 
25 treated, zirconium or cerium oxides, and iron or 

chromium oxides, manganese violet, ultramarine blue, 
chromium hydrate and ferric blue. Among the. organic 
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pigments, there may be mentioned carbon black, • pigments 
. of the D & e type, and lacquers . based on carmine, 
bariiom, strontium,, calcium or aluminium. The pigments 
may represent from. 0.1 to 30% of the total weight of 
5 the composition, preferably from. 2 to 15%, if they are 
. present. 

. Structurin'q. silicone - polymer 

The structuring polymer (s) of the composition 
10 are solid at room temperature (25 "^C). and atmospheric 

pressure (76.0 mmHg) and are soluble in the liquid fatty 
phase at a temperature of 25 to 250 ^'C. 

The expression polymer is understood to mean, 
fpr the purpose of the invention, a compound haying at 
15 least 2 repeating moieties, preferably at least 3. 
• repeating moieties and even better 10 .repeating 
moieties. 

In the composition of the invention, the 
structuring silicone polymer. of the gelling system 
20 generally represents from 0.5 to 80%, preferably from 2 
to 60% and even better from 5 to 40% of the total 
weight of the composition. 

Moreover, the structuring polymer /total 
oil(s) mass ratio of the composition is preferably from 
25 0.01 to 0.8, more preferably from 0.05 to 0.5 and 
better still from 0.1 to 0.5. 
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* The structuring polymer/ester oil mass ratio 

is generally from 0.01 to 10/ preferably from 0.05 to 5 
and more preferably from 0.1 to 2. 

5*he polymers used as structuring agents in 
5 the composition of the invention are polymers of the 
. polyorganosiloxane type such as those described in the . 
documents US-A-5 874 069 [4], 919, 441 [5], 

US-A-6,051,216- [61 and 981, 680 [12]* 

.According^ to the invention, the polymers used 
10 as structuring agent may belong to the following two 
families: 

1) polyorganosiloxanes comprising at least two 
groups capable of establishing hydrogen interactions, 
these two groups being situated in the polymer chain.; 

15 . and/or 

2) polyorganosiloxanes comprising at least two 
groups capable of establishing hydrogen interactions, 
these two groups, being situated oh the grafts or 

- branches • 

20 The polymers to which the invention applies 

are solids which may be solubilized beforehand in a 
solvent with hydrogen interactions, capable of breaking 
•the hydrogen interactions of the polymers, such as Cz to 
Cs lower alcohols and in particular ethanol, n-propanol 

25 or isopropanol, before being brought into contact with 
the silicone oils according to the invention. 
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The polymers , comprising two groups capable of 
establishing .hydrogen interactions in the polymer chain 
may be polymers comprising at least one moiety, 
corresponding to the formula: 



.Si 



r 



.Si 



J m R' 



(ID 



1 in which: 

1) R*, R^., R^ and r"*, which may be identical or- 
10 different, represent a group chosen from: 

linear, branched or cyclic, saturated or 
unsaturated, Ci to Cio hydrocarbon-based groups, 
possibly containing in their chain one or more oxygen, 
sulphur and/or nitrogen atoms, and possibly being 
15 partially or totally substituted with fluorine atoms, 
Ce to Cio aryl groups, optionally substituted 
with one or more Ci to C4 alkyl groups, 

polyorganosiloxane chains possibly containing 
one or more okygen, sulphur and/or nitrogen atoms; 
20 2) the groups X, which may be identical or 

different, represent a linear or branched Ci to C30 
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alkylehediyi group, possibly containing in its chain 
one or more dxygen and/or nitrpgen atoms; 

3) Y is- a saturated or unsaturated, Ci to C50 
linear or branched divalent alkylene, .arylene, 

5 cycloalkylene, alkylarylene or arylalkylerie group, 

possibly comprising one or more oxygen^ sulphur and/or . 
nitrogen atoms, and/or bearing as substituent one of 
the following atoms or groups of atoms: fluorine, 
hydroxyl, C3 to Ca dyclbalkyl, Ci to. C40 alkyl,. C5 to Cio 
10 aryl, phenyl optionally substituted with 1 to 3 Ci to C3. 
alkyl groups, Ci to C3 hydroxyalkyl and Ci to Cs 
aminoalkyl, or 

4) Y represents a group corresponding to the 
formula : 




in which 

- T represents a linear or branched, saturated or 
unsaturated, C3 to C24 trivalent or tetravalent 
hydrocarbon-based group optionally substituted with a 

20 polyorganosiloxane chain, and possibly containing one 

or more atoms chosen from O, N and S, or T represents a 
trivalent atom chosen from N, P and Al, and 

- R® represents a linear or branched Ci to C50 alkyl 
group or a polyorganosiloxane chain, possibly 

25 comprising one or more ester, amide, urethane, 

thiocarbamate, urea,"* thiourea and/or sulphonamide 
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groups, which may- possibly be linked to another chain 
of the polymer; ^ 

5) the groups which may be identical or 
different, represent divalent groups chosen from: 



5. 



I 



6 I o 

N(R^ Hiwh SO2 SO, N<R')- 



-N(r') : c o o C—: — ncr*) N(R*) c Ot 



. NtR'i : . WCR*) C ^^CR*)- 



.NIR*) 

S 

- n(r') c — N(R=^ J m ' 



-NH, 



O o N" 



■r""-r 



NH NH 

in which represents a hydrogen atom or a linear or 
branched Ci to C20 alkyl group, on condition that at 
least 50% of the groups of the polymer represent a 
10 hydrogen atom and that at least two of the groups G of 
the polymer are a group other than: 
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•6) n is an integer ranging from 2 to 500 and 
preferably from 2 to 200, and m is an integer ranging 
.from 1 to. 1 000, preferably from 1 to 700 and better. 
5 still from 6 to 200.* 

According to the invention, 80% of the groups. 
R^, R^, arid r'' of. the polymer are. preferably chosen 
from methyl, ethyl, phenyl and 3, 3, 3-trif luoropropyl- 
groups . 

10 According to the invention, Y can represent 

various divalent groups, furthermore optionally 
comprising one or two free valencies to establish bonds 
with other moieties, of the polymer or copolymer. 
Preferably, Y represents a group. chosen from: 

15 - a) linear Ci to C20 and preferably Ci to Cio 

alkylene groups, 

b) C30 to C56 branched alkylene groups possibly 
comprising rings and unconjugated unsaturations, 

c) C5-C6 cycloalkylene groups, 

20 d) phenylene groups optionally substituted with 

one or more Ci to C40 alkyl groups, 

e) Ci to C20 alkylene groups comprising from 1 to 
5 aniide groups. 
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- f) . Ci to 620. alkylene groups comprising one or 
more substituents. chosen from hydroxyl, C3 to Cs cyclo- 
alkane, Cx to C3. hydroxyalkyl and. Ci to Ce alkylamine 
groups, 

g) pqlyorganosiloxane chains of formula: 



Si O- 



Si. 



-Si. 



_l m 



in which R*, R'', R^, R^, T and m are as defined above, 
and 

h) polyorganosiloxane chains of formula: 



SL 



SL 



10 



SL 



The polyorganosiloxanes of the second family 
may be polymers comprising at least one moiety 
corresponding to formula (III) : 



Si 



m, 



R 



Si 



L R 



to 



(10) 



a»2 



15 in which 
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- and R^^ which may be identical or different, 
are as* defined above for formula (II) , . 

- R^° represents a group as defined above for R^ 
and. R^, or represents the group of formula -X-G-R^^ in 

5 which X and.G are as defined above for formula (II) and 
R^^ represents a hydrogen atom or a linear, branched or 
cyclic, saturated or unsaturated, Ci to C50 hydrocarbon- 
based group optionally comprising in its chain one or 
more. atoms chosen from 0, S and N, optionally 
10 substituted with one or more fluorine atoms and/or one 
or more hydroxyl groups, or a phenyl group optionally 
substituted with one or iaore Ci to C4 alkyl groups, 

- R^^ represents the group of formula -X-G-R^^ in 
which X, G and R*^^ are as defined above, 

15 - mi is an integer ranging from 1 to 998, and 

- ma is an integer ranging from 2 to 500. 

According to the invention, the polymer used 
as structuring agent may be a homopolymer, that is to 
say a polymer comprising several identical moieties, in 
20 particular moieties of formula (II) or of formula 
(III). 

According to the invention, it is also . 
possible to use a polymer consisting of a copolymer 
comprising several different moieties of formula (II), 
25 that is to say a polymer in which at least one of the 
groups R^, R^, R^, r'', X, G, Y, m and n is different in 
one of the moieties The copolymer may also be fo2nnaed 
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• from, several moieties of formula (III) , in which at 
least one of the groups R^, R^, R^^, .R^^/ mi and ma is 
different in at least one of the moieties. 

It is also possible to use a copolymer 
5 .comprising at least, one moiety of formula .(II) and at 
least one moiety of formula (III) , the moieties of 
formula (II) and the moieties of foimula (III) possibly 
being identical to or different from each other. 

According. to one variant of the invention, it 
10 is also possible to use a copolymer furthermore 
comprising at least one hydrocarbon-based moiety 
comprising two groups capable of establishing hydrogen 
interactions, chosen from ester, amide, sulphonamide, 
.carbamate, thiocarbamate, urea, urethan'e, thiourea, 
15 oxamido, guanidino and biguanidino groups, and 
combinations thereof. 

These copolymers may be block copolymers or 
graft copolymers. 

According to a first embodiment of the 
20 invention, the groups capable of establishing hydrogen 
interactions are amide groups of formulae -C(0)NH- and 
-HN-C(O)-. 

In this case, the structuring agent may be a 
. polymer comprising at least one moiety of formula (IV) 
25 or (V) : 



wo 2004/054524 



PCT/EP2003/015024 



38 



.SiO 



r 



Si L-X 



. O 



Jn 



(IV) 



or 



-NH 



SiO 



.Si 



m 



—I n 



(V) 



in which R^, .R^, R^, R*^', X, Y, m and n are as defined 
5 above.. ; 
Such a iaoiety may be obtained: 
- either by a condensation reaction between a 
silicone containing a, ©-carboxylic acid ends and one or 
more diamines^ according to the following reaction 
10 scheme: 



HOOC 



r 

SiO- 



r 

-Si. 



-COOH + H2N 



-NH2 



-SiO - 



r 

.Si 



-CO NH- 



-NH- 



-i n 



- or by reaction of two molecules of a-unsaturated 
carboxylic acid with a diamine according to the 
following reaction scheme: 
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a%«C5I-X*-C00BH-^iN.Y^NHi 



CH2«<3i-X*-CO-l^Y-NH-CO-X^-CH<^ 

followed by the addition of. a siloxane to the ethylenic 
unsaturations, according to the following scheme: 

CHbK:H-X*-CO«.NH-Y-NH^X*<:H=<:H2 



10 



fir 

SIO SiH. 



-co- 



r 



SiO- 



• Si 



-CO 



-NH 



in which X^-(CH2)2- corresponds to X defined above and 
Y, R^, R^, R^, R^ and m are as defined above; 

- or by reaction of a silicone containing a/O-NHa 
ends and a diacid of formula HOOC-Y-COOH according to 
the following reaction scheme: 



-X- 



f 



SiO Si X NHa+HOOC-Y-COOH 



m 
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In these polyamides of formula (IV) or. (V) , m 
is preferably in the range from 1 to 700, more 
• preferably from 15 to 500 and better still from 10- to 
. 100, and n is in particular in the range from 1 to 500, 
.5 preferably from 1 to 100 and better. still from 4 to 25, 
' X is preferably a linear or branched alkylene 
chain containing from 1 to 30 carbon atoms and in 
particular 3 to 10 carbon atoms, and 

- Y is preferably an alkylene chain that is. linear 
.10 or branched or that possibly comprises rings and/or 

unsaturations, containing from 1 to 40 carbon atoms, in 
particular from 1 to 20 carbon atoms and better still 
from 2 to 6 carbon atoms, in particular 6 carbon atoms. 

In formulae (IV) and (V) , the alkylene group 
15 representing X or Y can optionally contain in its 
alkylene portion, at least one of the following 
elements: 

1) 1 to 5 amide, urea, urethane or carbamate 
groups , 

20 2) a Cs Qr Ce cycloalkyl group, and 

3) a phenylene group optionally substituted with 1 
to 3 identical or different Ci to Qy alkyl groups. 

In formulae (IV) and (V), the alkylene groups 
may also be substituted with at least one element 
25 chosen from the group consisting of: 

- a hydroxyl group, 

- a C3 to Ce cycloalkyl group, 
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- one to three Ci to C40 alkyl groups, 

- a phenyl group optionally substituted with one 
to three Ci to C3 alkyl groups,. 

- a Ci to C3 hydroxyalkyl group, and 
5 - a Cx to Ce aminoalkyl group. 

in these formulae (IV) and (V), Y may also 

represent: 




10 in which represents a polyorganosiloxane chain and T 
represents a* group of .formula: 

1" 

__(CH2)a C __{CH2)b <^ l^2)a N (P^2>b 

(CH2)c (CH2)c 




-15 in which a, b and c are, independently, integers 

ranging from 1 to 10, and R^^ is a hydrogen atom or a 
group such as those defined for R^, R^, R^ and R''^ 

In formulae (IV) and (V), r\ R^ and R*' 

preferably represent, independently, a linear or 
20 branched Ci to C40 alkyl group, preferably a CH3, e2H5, 

n-CaH? or isopropyl group, a polyorganosiloxane chain or 
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a phenyl group optionally substituted with one to three 
•methyl or ethyl groups . * 
^ As has been seen previously, the polymer may 

comprise identical or different moieties of formula 
5 (IV) or (V) . 

Thus, the polymer may. be a polyamide 
containing several moieties of formula (IV) or (V) of 
different lengths, i.e. a polyamide corresponding to 
the formula: ^ 
10' 




in which X, Y, n and to r"' have the meanings given 
above, mi and ma, which are different, are chosen in the 

15 range from 1 to 1 000, and jp is an integer ranging from 

• 2 to 300. . 

In this formula, the moieties may be • 
structured to form either a block copolymer, or a 
random copolymer or ah alternating copolymer. In this 

20 copolymer, the moieties may be not only of different 

lengths, but also of different chemical structures, for 
example containing different groups Y. In this case, 
the copolymer • may correspond to the formula: 
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-|c(6)-- X-^Sio| — Si — X — C(0) — NH — Y — Kh|— |c(OT— X -[.Slo| — - S _ X— .QO) — Nh\^Y^^Nh|- 

R* "*'r' U L p 



tvil) 



in which. to r'^, X, Y, mi, n and p have the 

. meanings' given above and is different from Y but 
5 .chosen from the groups defined for Y. As previously, 
• • the various moieties may be structured to form either a 
block copolymer, or a random copolymer or ah 
alternating, copolymer. 

In this first embodiment of the invention, 
10' the structuring agent may also consist of a graft 
ooipolymer. Thus, the polyamide containing silicone* 
units iday.be grafted and optionally crosslinked with 
silicone chains containing amide groups. Such polymers 
may be synthesized with trifunctional amines. 
15 In this case, the copolymer may comprise at 

least one moiety of formula: 



CO 



-SiO 



-Si 



m, 



-Y NH CO X 




Jb!3 



(vm) 
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in which and X^, which are identical or different, 
have the meaning given for.X in formula (II) , h is as 
defined in formula (II) , Y and T are as defined in 
5 fonnula (II) , R^* to R^^ are groups' chosen from the same 
group as R* to R"', mi and m2 are nxjmbers in the range 
from 1 to 1 000, and p is an integer ranging from Z to 

500. . • ■ . ' . 

In formula' (VIII), it is preferred that:. 
10 - p is in the range from 1 to 25 and better still 

from 1 to 7, 

- r" to R^^ are methyl groups, 

- T corresponds to one of the following formulae: 

r • 

_ R» c Rlf N R" : V r24. 



R» 



R« 



.r23_ AJ R?*- 



R« 



15 



in which R^^ is a hydrogen atom or a group chosen from 
the groups defined for R* to r', and R^^ R^* and r" are 
independently, linear or branched alkylene groups, and 
20 more preferably corresponds to the formula: 
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R^.. N R^^ • 

in particular with R^^, R^* and R^^ representing 
5 . "CH2""CH2'" # 

- lUi and ma are in the, rang^ from 15 to 500 and 
better still from 15 to 45,. 

- and represent -{CH2)io-f and 

- Y represents -CHz-. 

10 These polyamides containing a grafted 

silicone moiety of formula (VIII) may be copolym^rized 
with polyamide-silicones of formula (III) to form block 
copolymers, alternating copolymers or random 
copolymers. The weight percentage of grafted silicone 

15 moieties (VIII) in the copolymer may range from . 0.5% to 
30% by weight. 

According to the invention, as has been seen 
previously, the siloxane units may be in the main chain 
or backbone of the polymer, but they may also be 

20 present in grafted or pendent chains • In the main 
chain, the siloxane units may be in the form of 
segments as described above. In the pendent or grafted 
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chains, the siloxane units may appear- iridiVidually or 
in segments • 

According to the invention, the preferred 
siloxane.-based polyamides are: 
.5 - polyamides of formula (IV) in which .m is from 15 

. to 50; 

- polyamides of formula (IV) in which m is from 30 
to 500; 

- mixtures of two or. more polyamides in -which at 
10 ■ least one polyamide has a value of m in the range from 

.15 tO' 50 and at least one polyamide has a value of m in 
the. range from 30 to 50; 

- polymers of formula (VI) with mi chosen in; the 
range from 15 tp 50 and ma chosen in the range from 30 

15 to 500 with the portion corresponding to mi representing 
1% to 99% by weight of the total weight of the 
polyamide and the portion corresponding to ma 
representing 1% to 99% by weight of the total weight of 
the polyamide; 

20 - mixtures of polyamide of formula (IV) combining 

1) 80% to 99% by weight of a polyamide in which n 
is equal to 2 to 10 and in particular 3 to 6, and 

2) 1% to 20% of a polyamide in which n is in the 
range from. 30 to 500 and in particular from 30 to 100, 

25 - mixtures of polyamide of formula (IV) combining 

1) 1% to 20% by weight of a polyamide in which n 
is equal to 2 to 10 -and in particular 3 to 6, and 
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2) 80% to 99% of a pplyamide in which nis in the 
range from 30 to 500 and in particular from 30 to 100; 

- polyamid.es corresponding to formula (VII) in 
which at least one of the groups Y arid contains at 

5 least one hydroxyl substituent; 

- polyamides of formula (IV) synthesized with at 
least one portion of an activated diacid (diacid 
chloride, dianhydride or diester) instead of the 
diacid; 

10 -polyamides of formula (IV) in which X represents 

-"(CH2)3- or -(CH2)io; and 

- polyamides of fojcmula (IV) in which the 
polyamides end with a mohof unctional chain chosen from 
the group consisting of mono functional amines,- 

15 monof unctional acids, monof unctional alcohols, 

including fatty acids, fatty alcohols and fatty amine.s, 
such as, for example, octylamine, octanol, stearic acid 
and stearyl alcohol. 

According to the invention, the ends of the 

20 polymer chains may end with: 

- a Ci to C50 alkyl ester group by introducing a Ci 
to C50 monoalcohol during the synthesis, 

- a Ci to C50 alkylamide group by talcing as 
stopping group a monOacid if the silicone is a,CD- 

25 diaminated, or a monoamine if thd silicone is an a,co- 
dicarboxylic acid. 



wo 2004/054524 



PCT/EP2003/015024 



- 48 \ 

AcGording to one embodiment variant of the 
invention, it is possible to uise a copolymer of 
silicone polyamide and of hydrocarbon-based polyamide, 
i,e. a copolymer comprising, moieties of formula (IV) or 

.5 (V) and hydrocarbons-based polyamide moieties. In this 
case, the. polyamide-silicone moieties may be arranged 
at the ends of the hydrocarbon-based polyamide. 

Polyamide-based structuring agents containing 
silicones may be produced by silylic amidation of 

10 polyamides based on fatty acid dimer. This approach 

involves the reaction of free acid sites existing on a 
polyamide as end sites, with oligosiloxane-monoamines 
and/or oligosiloxane-diamines (amidation reaction) , or 
alternatively with oligosiloxane alcohols or 

15 oligosiloxane diols (esterif ication reaction) . The 

esterif ication reaction requires the presence of acid 
catalysts, as is known in the art. It is desirable for 
the polyamide containing free acid sites, used for the 
amidation or esterif ication reaction, to have a 

20 relatively high number of acid end groups (for example 
polyamides with high acid numbers, for example from 15 
to 20) • 

For the amidation of the free acid sites of 
the hydrocarbon-based polyamides, siloxane diamines 
25 with 1 to 300, more particularly 2 to 50 and better 
still 2, 6, 9.5, 12, 13.5, 23 or 31 siloxane groups, 
may be used for the reaction with hydrocarbon-based 
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polyamides based on fatty • acid dimers. Siloxane 
diamines containing 13.5- siloxane groups are preferred, 
and the best results aire obtained with the siloxane 
diamine containing 13.5 siloxane groups and polyamides- 
5 containing high numbers of carboxylic acid end groups. 

The reactions' may be carried out in xylene, to 
extract the water produced, from the solution by 
azeotropic distillation, or at- higher temperatures 
■ (about 180 to 2bO°C^ without solvent. Typically, the 
10 efficacy of the amidation. and the reaction rates 

decrease when the* siloxane diamine is longer, that is 
to say when the number of siloxane groups is higher. 
Free amine sites may be blocked after the initial 
amidation reaction of the diaminosiloxanes by reacting 
.15 them either with a siloxane acid, or with an organic 
acid such as benzoic acid. 

For the esterif ication of the free acid sites 
on the polyamides, this may be performed in boiling 
xylene with about 1% by weight, relative to the total 
20 weight of the reagents, of para-toluenesulphonic acid 
as catalyst. 

These reactions carried out on the carboxylic 
acid end groups of the polyamide lead to the 
incorporation of silicone moieties only at the ends of 
25 the polymer chain. 

It is also possible to prepare a copolymer of 
polyamide- silicone, -using a polyamide containing free 
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amine groups; ' by amidat ion reaction with a siloxane 
containing an acid group. 

It is also possible to prepare a structuring* 
agent based on a copolymer between; a hydrocarbon-based 
5 polyamide and a silicone polyamide, by trans amidat ion 
of a polyamide having, for example, an ethylenediamine 
constituent, with an oligosiloxane-a, ©-diamine, at high 
temperature (for example 200 to SOO^'C), to carry out a 
transamidation. such_ that the Ethylenediamine component 
10 of the original polyamide is replaced with the 
oligosiloxane diamine, 

The copolymer of hydrocarbon-based polyamide 
and of polyamide-silicone may also be a graft copolymer 
.comprising a hydrocarbon-based polyamide backbone with 
15 pendent oligosiloxane groups.. 

This may be obtained, for example: 

- by hydrosilylation of unsaturated bonds in 
polyamides based on fatty acid dimers; 

- by silylation of the amide groups Of a 
20 polyamide; . or 

- by silylation of unsaturated polyamides by means 
of an oxidation, that is to say by oxidizing the 
unsaturated groups into alcohols or diols, to form 
hydroxyl groups that are reacted with siloxane 

25 carboxylic acids or siloxane alcohols. The olefinic 
sites of the unsaturated polyamides may also be 
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epoxidized. and the epoxy groups may then be reacted 
with siloxane amines or siloxane alcohols . 

According to a second embodiment of the 
invention / the structuring agent consists of a 
homopolymer or a copolymer comprising urethane or urea 
groups. 

As previously, the polymer may comprise. 
■ polyorganosiloxane. moieties ' containing two or more 
urethane and/or urea groups, either. in the backbone of 
the polymer or on side chains or as pendent groups; 

The polymers comprising at least -two urethane 
and/or urea groups in the backbone may be polymers 
comprising at least one moiety corresponding to the 
following formula (IX) 



.Si. 



.Si 



-NH 



(IX) 



20 



in which R^, R^, rS R^/ X/ Y, m and n have the meanings 
given above for formula (II) / and U represents -O- or 
-NH-, such that: 



-u. 



-NH- 



O 
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corresponds to a urethane or urea group. 

In this formula (IX)/ Y may be a linear or 
branched Ci to alkylene group, optionally 
substituted vith a Ci to C15 alkyl group or a C5 to Cio 
5 ' aryl group. Preferably, a -(CH2)6- group is. used.. 
. Y may also represent a C5 to C12 
cyclpaliphatic or aromatic group that may be 
substituted with a Ci to Cis alkyl, group or a C5 to Cio 
aryl group, for example a radical chosen from the 
10 methylene-4, 4-biscyclohexyl radical, the radical 
derived from isophorone diisocyanate, 2,4-. and 
2, 6-tolylenes, 1, 5-naphthylene, p-phenylene and 
4 , 4 ' -biphenylenemethane . Generally,, it is preferred for 
Y to represent a linear or branched Ci to C40 alkylene 
15 radical or a C4 to C12 cycloalkylene radical. 

Y may also represent a polyurethane or 
polyurea block corresponding to the condensation of 
several diisocyanate molecules with one or more 
molecules of coupling agents of the diol or diamine 
20 type. In this case, Y comprises several urethane or 
urea groups in the alkylene chain: 

It may correspond to the formula (X) : 



NH C U U 



1 



.NH 



Jd 



(X) 
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in which is a group' chosen from the groups given 
above for U is -O- or -NH~ and is chosen from: 
* • linear or branched Ci to C40 alkylene groups, 

• C5 to Ci2* cycloalkylene groups/ optionally 

5; bearing alkyl substituents, for exaLmple one to three 
methyl or ethyl groups, or alkylene substituents,. for 
example the diol radical: cyclohexanedimethanol, 

• phenylene groups that may optionally bear Ci to 
C3* alkyl substituents, and 

10 • groups of formula: 




in which T is a • hydrocarbon-based trivalent radical 

15 possibly containing one or more heteroatoms such as 

oxygen, sulphur, arid nitrogen and is a 

polyorganosiloxane chain or a linear or branched Ci to 

C50 alkyl chain. 

T can represent, for example: 

(CH2)v, CH CH2 . 

20 J 

,or 

(CH2)w O CH — CH2 
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with w being an integer ranging from 1 to* 10 and 
being a polyorganosiloxane chain. 

When Y is a linear or branched Cx to C40 
• alkylene group, the -(CH2)2-.and ^.(CH2)6- groiips are 
5 preferred. 

In the formula given above for Y, d may be an 
integer ranging from O'to 5, preferably from 0 to 3 and 
more preferably equal to 1 or 2. 

Preferably, is a linear or branched Ci to 
10 C40 -alkylene group, in. particular -(CH2)2- or -(CH2) 6- or 
the group: 




with being a polyorganosiloxane chain. 
15 As previously, the polymer constituting the 

structuring agent may be formed from silicone urethane 

and/or silicone urea moieties of different length 

and/or constitution, and may be in the. form of block or 

random copolymers . • 
.20 According to the invention, the silicone may 

also comprise urethane and/or urea groups no longer in 

the backbone but as side branches. 

In this case, the polymer may comprise at 

least one mpiety of formula: 

25 
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cm 

u 

■ .1 . - ■ 

O C NH , 

.in which R% R^, R^^ mi and ma have the meanings given 
above for formula (II), 
5 - u represents O or NH, 

- R^^ represents a Ci to C40 alkylene group, 
optionally comprising one or more heteroatoms chosen 
from O and N, or a phenylene group, and 

- R^^ is chosen from linear, branched or cyclic, 
10 saturated or unsaturated Ci to C5.0 alkyl groups, and 

phenyl groups optionally- substituted with one to three 
Ci to C3 alkyl groups. 

The polymers comprising at least one moiety 
of formula (XI) contain siloxane units and urea or . . 
15 ur ethane groups, and they may be used as structuring 
agents in the compositions of the invention. 

The siloxane polymers may have a single urea 
or urethane group per branch or may have branches 
containing two urea pr urethane groups, or 
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alternatively they may contain* a mixture of branches 
/cpntaining one urea or urethane group and branches 
containing two urea or urethane groups. 

They may be obtained from branched 
polysiloxanes, comprising one or two • amino groups per 
branch, by reacting these polysiloxanes with 
monoisocyanates . 

. As examples of starting polymers of this type 
containing amino and diamino branches, mention may be 
made of the polymers corresponding to the following 
fonnulae:-. 



CHa 



— «]— / — — °1 



CH, 



CH, 



CH2(CH2)2NH2 



y=57;x = 3 



15 



CH, 



CH, 



CH, 



CH, 



(.si—ol— /— {si: °\ 



-NH 



.(CH2)2NH2 



y=56 ; X = 4 

In these formulae, the symbol ^V" indicates 
that the segments may be of clifferent lengths and in a 
random order, and R represents a linear aliphatic group 
preferably containing 1 to 6 carbon atoms and better 
still 1 to 3 carbon atoms. 
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. Such polymers containing branching may be 
formed by reacting a siloxane polymer, containing at 
least three amino groups per polymer molecule, with a 
compound Gontaining only one mono functional group (for 
5 example. an acid, an isocyanate or an isothiocyanate) to 
react this monof unctional group with one of the amino 
groups and to form the groups capable of establishing 
hydrogen interactions. The amino groups may be on side 
chains extending from the main chain of the. siloxane 

10 polymer, such that the groups, capable of establishing 
hydrogen interactions are. formed, on these side chains, 
6r alternatively the amino groups may be at the ends of 
the main chain, such that the groups capable of 
hydrogen interaction will be end groups of the polymer.. 

15 As a procedure for forming a polymer 

containing siloxanfe moieties and groups capable of 
•establishing hydrogen interactions, mention may be made 
of the reaction of a siloxane diamine and of a 
diisocyanate in a silicone solvent so as to provide a 

20 gel directly. The reaction may be performed in a 

silicone fluid, the resulting product being dissolved 
in the silicone fluid, at high temperature, the 
temperature of the system then being reduced to f oann 
the gel. 

25 The polymers that are preferred for 

incorporation into the compositions according to the 
present invention are siloxane-urea copolymers that are 
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linear and that contain urea groups as groups capable ' 
of establishing hydrogen interactions in the backbone 
of the polymer • 

As an illustration of a polysiloxane ending . 
5 with four urea groups, mention may be made, of the 
polymer of formula: 

(Pb«Phaiyle) 



p CH, |H, 

Hjc |i — o — ||i o ^ — Si — ; — ch, 

- CjH^s CH, CjHs 



HN(P}i) C(0) HN C1H4 N N CiH4 NHC(01N(PhJH 

C(0)N(Ph)H C(0)N(Ph)H 
" (XII) 



in which Ph is a phenyl group and n is a number from 0* 

10 to 300, in particular from 0 to 100, for example 50. 

This polymer is obtained by reacting the 

following polysiloxane containing amino groups: 
• - p3 p p 

H5C Si O [si o4 ^^Si CH3 

I I "I 

C3H6 . a% C3H6 



H2K C2H4 NH NH-_C2Hi ^3 



(n.50) 



15 with phenyl isocyanate. 
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The polymers of formula (IX) - comprising urea 
or ur ethane groups in the chain, of the silicone polymer 
may be obtained t?y reaction between a silicone 
containing a^o-NHa or -OH end groups, of formula: 



X 



SiO. 



Si 



X 



-NH, 



in Which m, r\ R% rS R'' and X are as defined for 
formula (II), and a diisocyanate OCN-Y-NCO in which Y 
10 has the meaning given in formula (il) ; and optionally, a 
diol or diamine coupling agent of formula H2N-B2-HH2- or 
HO-B^-OH, in. which is as defined in formula (X) . 

According to the stoichiometric proportions 
between the two reagents, diisocyanate and. coupling 
•15- agent, Y may have the formula (X) with d. equal to 0 or 
d equal to 1 to 5. 

As in the case of the polyamide silicones of 
formula (III) or (IV), it is possible to use in the 
invention polyurethahe or polyurea silicones containing 
20 moieties of different length and structure, in 

particular moieties whose lengths differ by the number 
of silicone moieties. In this case, the copolymer may 
correspond, for example, to the formula: 
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"in which r;*, R^, R^, r"', X, . Y and U are as defin.ed for 

5 formula (IX) and mi^ riiar n and p are as defihecl for 

formula - (VI) : ' ' . 

Branched polyurethane or.polyurea silicones 

. may also he obtained using, instead of the diisocyanate 

OCN-Y-NCO/ a triisocyanate of formula: 
. O 



OCNY 



-NCO 



10 YNCO 

A polyurethane or polyurea silicone 
containing branches comprising an organosiloxane chain 
" with groups capable of establishing hydrogen 
interactions is thus obtained.- Such a polymer 
15 • comprises/ for example, a moiety corresponding to the 
. formula: 
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Si X' U CQ NH 



.NH ;-Y NH CO i— U X* 



-SiO- 



-Si 




(XIV) 



in which X"^ and X^, which are identical or different, 
have the meaning given for X in formula (II) / n is as 
5 defined in formula (II), Y and T are as defined in 

formula (II), R"''^ to R^^ are groups chosen from the same 
group as R^ to R^, mi and m2 are numbers* in the range 
from 1 to. .1. 000, and p is an integer ranging from 2 to 
500. 

10 As in the case of, the polyamides, this 

copolymer can also comprise polyurethane silicone 
.moieties without branching. 

In this second embodiment of the invention, 
the siloxane-based polyureas and polyurethanes that are 
15 preferred are: 

- polymers of formula (IX) in which m is from 15 
to 50; 

- polymers of formula (IX) in which m is from 30 
to 500; 
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- raixtures of two or more polymers in which at 
least one polymer has a value of m in the range from 15 
to 50 and at least one polymer has a value of m in the 
range from 30 to 50; 

5 - - polymers of formula (XIII) with mi chosen in the 

range from 15- to 50 and m2 /chosen in the range from. 30 . 
to 500 with the portion corresponding to mi representing 
1% to 99% by . weight of the total weight of the polymer . 
and the portion corresponding to itia representing 1% to 
10 • 99% by weight of the total weight of the polymer; 

- mixtures of polymer of formula (IX) combining 

1) 80% to 99%. by weight of a polymer in which n is 
■ equal to 2 to 10 and in particular 3 to 6, and 

•2) 1% to 20% of a polymer in which n is in the 
.15 range from 30 to 500 and in particular from 30 to 100^ 

- mixtures of polymer of formula (IX) combining 

1) 1% to 20% by weight of a polymer in which n is 
equal to 2 to 10 and in particular 3 to 6, and 

2) .-80% to 99% of a polymer in which n is in the 
20 range from 30 to 500 and in particular from 30 to 100/ 

- copolymers comprising two moieties of formula 
(IX) in which at least one of the groups Y contains at 
least one hydroxyl substituent; 

- polymers of formula (IX) synthesized with at 
25 least one portion of an activated diacid (diacid 

chloride, dianhydride or diester) instead of the 
diacid; 
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- polyiners of formula (IX) in which X. represents 

-(CH2)3- or -(CH2)io-; and 

- polymers of formula (IX) in which the polymers 
end with a monof unctional chain, chosen ^rom the group 

•5 consisting of monof unctional amines, mono functional 
. .. acids, monofunctional alcohols, including- fatty acids, 
fatty alcohols and fatty- amines, such as, for example, 
octylamine, octanol,* stearic acid and stearyl alcohol- 
As in the. case of the polyamides, copolymers 
10 of polyurethane or polyurea silicone and of 

hydrocarbon-based polyurethane . or polyurea may l?e used 
in the invention by performing the reaction for 
synthesizing the polymer in the presence of an a, co- 
dif unctional block of non-silicone nature, for example 
15 a polyester, a polyether or a polyolefin. 

As has been seen previously, structuring 
agents consisting of homopolymers or copolymers of the 
invention may contain siloxane moieties in the main 
chain of the polymer and groups capable of establishing 
20 hydrogen interactions, either in the main chain of the 
polymer or at the ends thereof, or on side chains or 
branches of the main chain. This may correspond to the 
following five arrangements; 
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(1) 



1 r~i_ 



J L 



I — i_r 

"l—J L 



(2) 



(3) 



(4) 





















y 






X 



5 



in which the continuous line is the main chain of the 
siloxane polymer and the squares represent, the groups 
5 capable of establishing, hydrogen interactions. 

In case {!)/. the groups capable of . 
establishing hydrogen interactions are arranged at the 
ends of the main chain. In case (2) , two groups capable 
of establishing hydrogen interactions are arranged at 
0 each of the ends of the main chain. 
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In case (3), the groups • capable of . 
establishing hydrogen interactions are arranged within 
the main chain in repeating moieties • 

In cases. (-4) and (5), these are copolymers in 
5. which the groups capable of establishing hydrogen 

. interactions are arranged on branches of the main, chain 
• of a first series of moieties that are copolymerized 
with moieties not comprising groups • capable of 
establishing hydrogen interactions. The values h/ x and 
10 y are such that the^ polymer has the desired properties- 
in terms of an agent for structuring f^tty phases based 
on silicone oil. 

According to the invention, the structuring 
• of the liquid fatty phase containing at l^ast one ester 
15 oil, is obtained with the, aid of one or more of the 
polymers mentioned above,. 

. As examples of polymers that may be used, 
mention may be made of the silicone polyamides obtained 
in accordance with Examples 1 to 3 of document 
20 US-A-5 981 680. 

The structuring polymers and copolymers used 
in the composition of the invention advantageously have 
a softening point from 65**C to 190*^0. Preferably, they 
have a softening point ranging from 70 to 130 **C and 
25 better still from 80*^0 to 105^*0. This softening point 
is lower than that of the other known structuring 
polymers, which faciiitates the use of the polymers 
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described above, allows the use of volatile oils and 

limits the deteriorations of . the liquid fatty phase. 

They have good solubility in silicone oils 

and ester oils and produce macroscopicaliy homogeneous. 
'\ ... . • ' 

5 compositions, Preferably, they have an average 

• molecular mass from 500 to -200 000,. for example from . • 

. 1 000 to 100 .000, preferably from 2 000 to 30 000.. 

The quantities - of the ester ("'short'' ester) 

oiK.s) and of the ' structuring polymer (s) may' be" chosen 

10 according to the desired texture or hardness and the 

desired stability of the compositions and according to 

the specific application envisaged. The respective 

quantities of the {at least one) structuring polymer 

and of the short ester (s) may be such that a 

15 disintegratable solid which does not run under the 

effects of its own weight is obtained. 

According to the invention, the composition 

preferably has a hardness ranging from 20 to 2 000 gf 

and better still from 20. to 900 gf , particularly from 

20 '20 to 600 gf, and for example from 150 to 450 gf . This 

hardness may be measured according to a method of 

penetration of a probe into the said composition and in 

particular with the aid of a texture analyser (for 

example TA-TXT2i from Rheo) equipped with an ebonite 

25 cylinder 25 mm in height and 8 mm in diameter. The 

hardness measurement is carried out at 20°C at the 

centre of five sampl-es of the said composition. The 
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. cylinder is introduced into each, sample of composition 
- at a. pre-speed of 2 ram/s,. then. at a speed of 0.5 rom/s 
and finally at a post-speed of 2 mm/s, the total 
displacement being! mm. The recorded hardness value is 
.5 . that, of the- maximum peak. The measurement error is 
.•./±.50;gf; ' " ' .* , ' 

The hardness may also be measured by the 
^^cheese wire" method, which consists in cutting a tube 
of lipstick 12.7 mm. or \8:l mm in diameter and in 
10 measuring the hardness at 20°C, using a DFGHS 2 tensile 
testing machine from- the company Indelco-Chatillon, 
travelling at a speed of 100 mm/minute. It • is expressed 
as the shear force (expressed in gram-force) required 
to cut astick under these conditions. According to 
15 this method/ the hardness of a composition in stick 
• form according to the invention ranges from 30 to 300 
gf, preferably from 30 to 250 gf and for ex?imple from 
30 to 200 gf , even better from 30 to 180 gf , when the 
. diameter of the stick is equal to 12.7 ram. 
20 The hardness of the composition according to 

the invention is such that the composition is self- 
supporting and can disintegrate easily to form a 
satisfactory deposit on the skin and the lips. In 
addition, with this hardness, the composition of the 
25 invention shows good impact strength. 

According to the invention, the composition 
in stick form has the behaviour of a deformable and 
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supple elastic solid, giving noteworthy elastic 
softness on application. 

The respective amounts of ester oil and of 
silicone polymer are chosen according to the desired 
5 :gel hardness and depending on the particular 

applicatipn envisaged. The respective quantities of 
polymer and of ester oil should be such that they allow 
the production of a self -supported composition, for 
example in the form, of a disintegrable stick. In . 
10 practice, the quantity of polymer (as active material) 
represents from 0.5 to 80% of the total weight of the 
composition, and even better from 5 to 40%. 

Generally, the silicone polymer/ester oil 
mass ratio is in the range from 0.01 to 0.8, preferably 
15 from 0.05 to 0-5 and preferably still from 0.1 to 0.5. 

The structuring silicone polymer preferably 
represents from 5 to 30% by weight of the composition,, 
preferably still from 0 . 5 to 30% by weight, even better 
from 1 to 30% by weight. 

20 

Other additives . 

The composition of the invention laay also 
comprise any ingredient usually used in the field under 
consideration. 

' 25 Needless to say, the person skilled in the 

art will take care to select the optional additional 
ingredients and/or the amount thereof such that the 
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advantageous properties of the composition according to* 
the invention are not, or are not substantially, 
adversely. affected by the envisaged addition. 

The composition according to the invention 

.5 may be in the form of an' optionally tinted, transparent 
or translucent, dermatological or care composition for 
keratinous materials such as this skin, the lips arid/or 
the superficial body growths, in the form of a sun 
protection composition,, or. of a make-up-removing 

lb product, in stick form or in cast form. It can 

especially be used' as a care base for the skin, the 
superficial body growths or the lips (lip balms, for 
protecting the lips against the cold and/or sunlight 
and/br the wind, or a care cream for the skin, the * 

15 nails or the hair) . . 

. The composition of the invention may be 
provided in particular in the form- of a transparent or 
translucent rigid gel, in particular in the form of a 
transparent anhydrous stick. - 

20 The composition of the invention may also be 

in the form of a coloured, transparent or translucent, 
make-up product for the. skin, in particular a 
foundation, optionally having care or treatment 
properties, a blusher, a face powder, an eyeshadow, 'a 

25 concealer product, an eyeliner or a make-up product -for 
the body; a lip make-up, for instance a lipstick, a lip 
gloss or a pencil, optionally having care or treatment 
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properties; a make-up for the superficial body growths, 
for instance the nails or the eyelashes, in particular 
■• in the form of a mascara cake, or for the eyebrows and 
. the hair, especially in the form of a pencil. 
5 . Needless to say, the composition of the 

• invention must be cosmetically or dermatologically 
acceptable, that is to say that it must contain a non- 
• ■ toxic, physiologically acceptable medium that can be 
.. applied, to • the skin, the superficial body growths or • 
10 the lips of human beings. For the purposes of the' 
invention, the expression "cosmetically acceptable" 
means a composition of pleasant appearance, odour and 
feel. 

According to the invention, the composition 
15 may furthermore .contain colouring matter which may be 
chosen from lipophilic dyes, hydrophilic dyes, and 
mixtures .thereof. 

The composition according to the .invention 
may be manufactured by known methods, generally used in 
20 the cosmetic or dermatological- field. It may be 

. manufactured by the method which consists in heating 
the polymer at least to its softening point, adding 
thereto the oil(s), and then in mixing the whole until 
a clear solution is obtained. The colouring matter 
25 and/or the solid particles, and the additives are then 
added, with stirring. The homogeneous mixture obtained 
can then be' cast in -a suitable mould such as a lipstick 
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mould, or directly into the packaging articles . 
(especially a case or dish). 

The subject of the invention is also a. make- 
up structured ^olid composition for the skin, the lips 
•5 and/or the superficial body growths, containing at 

least one pigment or dye in a sufficient quantity for 
applying make-up to the skin, the lips and/or the 
superficial body growths arid a liquid continuous fatty 
phase comprising at. least, one ester oil chosen, from 
10 esters of monocarboxylic acids with monoalcohols and 
polyalcohols, structured with at least one polymer 
(homopolymer or copolymer) having a weight-average 
molecular mass ranging from 500 to 500 000, containing 
at least one moiety comprising: 
15 - at least one pblyorganosiloxane group, 

consisting of 1 to 1 000 organosiloxane units in 
the chain of the moiety or in the form of a 
graft, and 

- at least two groups capable of establishing 
20 hydrogen interactions chosen from est.er, amide, 

sulphonamide, carbamate, thiocarbamate, urea, 
urethane, thiourea, oxamido, guanidino and • 
biguanidino groups, and combinations thereof, 
the polymer being solid at room temperature and 
25 soluble in the liquid fatty phase at a temperature of 
25 to 250*^0, 



wo 2004/054524 PCT/EP2003/0 15024 

*'.*_* .* * - " 

the liquid fatty phase consisting partially or 
totally of ester oil(s), 

a^id the pigment , . the liquid fatty phase and 
the polymer forming ja- physiologically acceptable 
. 5 ■ mediiom. ' 

This make-up composition is preferably self- 
supporting • 

The composition of the invention may be 
provided, in the form of . a cake mascara, an eyeliner a 
10- foundation^ a lipstick, a blusher, a make-up-removing 

product, a make-up product for the body, an eyeliner or 
a face powder,, or a concealer product. 

The subject of the invention is also a 
♦ transparent- or transludent make-up stick for the skin, 
15 the lips, and/or the superficial body growths, and in* 
particular for the lips, containing at least one 
pigment in a sufficient quantity for applying make-up 
to the skin, the lips and/or the superficial body 
growths and a liquid continuous fatty phase comprising 
20 an ester oil chosen from esters of monocarboxylic acids 
with monoalcohols and polyalcohols, structured with at 
least one polymer (homopolymer of copolymer) having a 
weight-average molecular mass ranging from 500 to 
500 000, containing at least one moiety comprising: 
25 - at least one polyorganosiloxane group, 

consisting of 1 to 1 000 organosiloxane units in 
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the . chain of the moiety or in the form of a. 
graft, and 

- at least two groups capable of establishing 
hydrogen interaction^, chosen from ester, amide, 
5* sulphonamide, carbamate, thiocarbamate, urea, 

ur ethane, thiourea, oxamido,. guanidino and 
biguanidirio groups, and combinations 'thereof, 
the polymer being solid at room temperature 
. and soluble in the' liquid fatty. phase at a temperature 
10 ' of 25 to 250^C, 

the liquid fatty phase consisting partially 
or totally of ester oil(s) and of the pigment, the 
fatty phase and the polymer forming a physiologically 
acceptable medium. 
15 The invention relates to a cosmetic care, 

make-up* or treatment method for the keratinbus 
materials of human beings, comprising the application 
to the keratinous materials of a cosmetic composition 
in accordance with the invention. 
20 The subject of the invention is also the use 

- of a sufficient quantity of at least one polymer 
(homopolymer or copolymer) having a weight-average 
molecular mass ranging from 500 to 500 000, containing 
at least one moiety comparising: 
25 - at least one polyorganosiloxane group, 

consisting of 1 to 1 000 organosiloxane units in 
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- the chain of the moiety or in the form of a 
graft/ and 

- at least* two groups capable of establishing 
hydrogen .interactions chosen from ester, amide, 
* 5 sulphonamide, carbamate, thiodarbamate, urea, 

ur ethane, thiourea, dxamido, guanidino and 
biguanidino groups, and combinations thereof, " 
the polymer being solid at room temperature and 
soluble in the- liquid fatty phase at. a temperature of 
iO .25 to 250**C, 

in a cosmetic composition or for the manufacture 
of a physiologically. acceptable composition, containing 
a liquid continuous fatty phase comprising an ester oil 
chosen from esters of monocarbbxylic aqids with 
15 monoalcohols and. polyalcohols, the liquid fatty phase 
consisting partially or totally of ester oil (s) having 
a flash point equal to or greater than 40 ®C, to 
structure the said composition in the form df a 
transparent and/or translucent self-supporting solid 
20 with a hardness ranging from 20 to 2 000 gf and 

preferably from 20 to 900 gf and even better from 20 to 
600 gf. 

The subject of invention is also the use of a 
continuous liquid fatty phase comprising at least one 
25 ester oil chosen from esters of monocarboxylic acids 
with monoalcohols and polyalcohols, essentially 
structured with a sufficient quantity, of at least one 
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• polymer (homopolymer- or -copolymer) having a weight- 
average molecular mass ranging from 500 to 500 000, 
containing- at least one moiety comprising: 

- at least one polyorganosiloxane . group, 
5 . consisting of 1 to 1 000 organosiloxane units in 

the chain of the moiety or in the form of a 
graft, and 

at least two groups capable of • establishing 
hydrogen interactions chosen from, ester, amide, . 
10 sulphonamide , carbamate, thiocarbamate, urea, 

urethane, thiourea, oxamido, guanidino and 
biguanidino groups, and combinations thereof, 
the polymer being solid at room temperature and 
soluble in the liquid fatty phase at a temperature of 
15 . 25 to 250**C, 

the liquid fatty phase consisting partially 
or totally of volatile oil(s) having a flash point - 
equal to or greater than 40''C, in a cosmetic 
composition or for the manufacture of a physiologically 
20 acceptable, transparent or translucent and/or non- 
transfer and/or non-sticky composition. 

The subject of the . invention is also the use 
of a sufficient quantity of at least one polymer 
(homopolymer or copolymer) having a weight-average 
25 molecular mass ranging from 500 tp 500.000, containing 
at least one moiety comprising: 
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- at least one polyorganosiloxane groups • 
.consisting of 1 to 1 600 organoailoxane units, in 
the chain of the moiety or in the form of a 
graft r and 

5 ^ - at least two groups capable of establishing 

hydrogen interactions chosen from ester, amide, 
sulphonainide, carbamate, thiocarbamate/ urea, 
- urethane, thiourea, oxamido, guanidino and 
biguanidino groups, and combinations thereof, 
10 the polymer being solid at room temperature and 

soluble in the liquid fatty phase at a temperature of 
'25 to 250^C, 

in a cosmetic composition or for the . 
• manufacture of a physiologically acceptable 
15 composition, containing a liquid continuous fatty phase 
comprising aii ester oil chosen . from esters of 
monocarboxylic acids with monoalcohols and 
polyalcohols, to structure the said composition in the 
form of a transparent or translucent self-supporting 
20 solid. 

The subject of the invention is also the use 
of a continuous liquid fatty phase comprising at least 
one ester oil chosen from esters o.f monocarboxylic 
acids with monoalcohols and polyalcohols, essentially 
25 structured with a sufficient quantity of at least one 
polymer (homopolymer or copolymer) having a weight- 
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average molecular mass ranging from 500 to 500 000, 
■containing at least one moiety comprising: 

- at least one pblyorganosiloxane group, 
consisting of 1 to 1 000 organosiloxane units in 
5 a chain of the moiety or in the form, of a graft,. 

• • ■ . and - . • 

. - at least. two groups capable of establishing 
hydrogen interactions chosen from ester, . amide, 
sulphbnamide, carbamate, thiocarbamate, urea, 
.10 urethane, thiourea, oxamido, guanidino and 

. big:uanidino .groups, and combinations thereof, 
the polymer being solid at room temperature and 
soluble in the liquid., fatty phase at a temperature of 
25 to 250^C, ' . • * 

■15 the liquid fatty phase consisting partially 

or totally of volatile oil(s). having a flash point 
. equAl to or greater than 40**C, in a transparent or 

translucent cosmetic composition or for the manufacture 
of a transparent or translucent physiologically 
20 acceptable composition, as agent for improving the non- 
transfer of the composition and/or reducing the. 
stickiness of the composition. 

The invention also relates to the use of at 
least one ester oil chosen from the esters of 
25 monocarboxylic acids with monoalcohols and 

polyalcohols,^ in the continuous liquid fatty phase of a 
cosmetic composition^ or for the manufacture of a 
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physiologically acceptable composition, the said fatty 
; phase being essentially structured by a sufficient 
quantity of at least one. polymer (homopolymer or 
copolymer) ' having a weight-average molecular mass 
5 ranging from 500 to 500 000, containing at least one 
moiety comprising: 

- at least one. polyorganosiloxane. group consisting 
of 1 to 1. 000 organosiloxane units in* a chain of the 
moiety or in the form of a graft,, and 
10 . . - at least two groups capable of establishing 
hydrogen interactions, chosen from ester, amide, 
. sulphonami-de, carbamate, thipcarbamate, urea, ure thane ^ 
thiourea, oxamido, guanidino and biguanidino groups, • 
and combinations thereof, 
15 - the polymer being solid at room temperature and 

soluble in the liquid fatty, phase at a temperature of 
.'25 to 250 °C, so as to confer transparent or translucent 
properties on the said composition and/or on a deposit 
of the said composition on keratirious materials. • 
20 According to an advantageous characteristic 

of these uses, the composition has a hardeness of 20 to 
2 000 gf , preferably of 20 to 900 -gf and even better of 
20 to 600 gf. 

The invention finally relates to a cosmetic 
25 method for reducing the transfer and/or the stickiness 
of a transparent or translucent cosmetic composition 
containing a liquid fatty phase comprising at least one 
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ester oil' chosen from esters of monocarboxylic acids 
with monoalcohols and polyalcohols, consisting in 
structuring the said fatty phase with a sufficient 
quantity of at least one polymer (homopolymer or 
■5 copolymer) having a weight-average molecular mass 

.ranging from 500 to 500 ODO, containing at least one- 
moiety comprising r 

- at least one polyorganosiloxane group^ 
consisting of 1 to 1 000 organosiloxane units in 

10 the chain- of the moiety or in the form of a 

graft, and 

- at least two groups capable of establishing 
hydrogen interactions chosen from, ester, amide, 
sulphonamide, carbamate, thiocarbamate, urea, 

15 urethane, thiourea, oxamido, giianidiho and 

biguanidino groups, and combinations thereof, 
the polymer being solid at room temperature and 
soluble in the liquid fatty phase at a temperature of 
25 to 250**C, 

20 the liquid" fatty phase consisting partially 

or totally of ester oil(s). 

The inviention will now be described with 
reference to the following example, given by way of 
illustration and without limitation. 

25 
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• Example' 1 

In this example, the structuring of various 
oils - amdng which are ester oils or '^short esters" 
used according to the inveintion - by a silicone ; 
5 polyamide PASi having a degree of polymerization of 15 
(DP15) such. as that of Example 3 of Patent 
US-5 981. 680, is studied- - . 

The structuring is studied for . two silidone 
polyamide concentrations, of 10 and 25%. 
10 '* The procedure consists in -heating in a small 

pan,, at a temperature of 100 to iOS^'C or llO^^C, at 
mixture of x% (with x = 10' or 25) of silicone polyamide 
and the oil to be studied, in pouring the raolten 
mixture into a 30 ml Volga pot, and in observing, after 
15- returning to the cold' state, the appearance of the 
poured system. 

The characteristics of the compositions 
studied and the observations made are assembled in the 
following Table I: 

20 
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Table! 





. PASi concentration 


•Oil 


10% 


25% 


•Parleain • 


Cloudy liquid 


Cloudy separated 
phase system 


Octyldodecanol 


Translucent gel 


Opaque stick 


Phenylated 
silicone 


Opaqtte liquid 

■• 


Opaque stick 


Isononyl 
isohanoate 


Transparent/ 
translucent gel 


Colourless 
transparent stick 


Diisostearyl 
malate 


Cloudy soft gel 


Opaque stick 


Isododecane 


Non-homogeneous 
slightly cloudy 
. liquid 


Cloudy, even 
opaque gel 


Cyclopentasiloxane 


Opaque gel 


Opaque hard gel 


Tridecyl 
trimellitate 


Opaque gel 


Opaque gel 


Caprylic/capric 
triglyceride 


Opaque liquid 


Opaque gel 



For the two concentrations used, it is 
5 observed that the silicone polyamides lead, after 
introduction into the various oils and heating, to 
structuring of most of the oils, that is to say to the 
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• formation therein of cast gels or solids, such as 
sticks, - 

The observations made and presented in 
Table 1 clearly demonstrate that among all the oils 
5 tested, only isononyl isononanoate, which- is an ester 
oil {^"short" ester) , in accordance, with the invention, 
makes it possible to obtain. not only structured 
systems, in the form of gels or sticks, but also 
-systems with- a transparency or translucence as defined 
10 in the present invention,- for the various silicone 
polyamide concentrations studied. 

Example 2 

In this example, the structuring of isononyl 
15 isononanoate, which is an ester oil in accordance with 
the invention, is studied using a silicone, polyamide 
similar to that of Example 1, but whose degree of 
polymerization is higher, namely 30, 45, 75 or 100. 

The procedure used is the same as that of 
20 Example 1, that is to say that polymers with varying 
degrees of polymerization at concentrations of 10% to 
25% and isononyl isononanoate are mixed, they are 
heated and they are poured into a pot and the 
appearance of the poured system is observed after 
25 returning to the cold state. 
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The characteristics of the systems studied 

and the observations made are assembled in the 
following Table II: . 

5 . Table II 





- 10% 


25% 


DP15 


Colourless 
. . transparent/ 
translucent gel 


Golburless 
transparent/ 
translucent stick 


DP30 


Colourless 
transparent gel 


Colourless 
transparent/ 
translucent stick 


DP45 


Colourless 
transparent gel 


Colourless 
transparent/ 

translucent stick 


DP75 


Colourless 
transparent gel 


Colourless 
transparent/ 
translucent stick 


DPIOO 


Colourless 
transparent gel 


Colourless 
transparent/ 
translucent 
hard gel 



Table II shows that the structuring and 
transparent or translucent character (as defined 
10 according to .the pre'sent invention) are not lost when a 
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structured polyamide having a higher degree of 

- polymerization is used. 

The examples below demonstrate that the use, 
in accordance with the invention,, of an isononyl . 
5- isononanoate type oil makes- it possible to obtain 

structured systems based. on silicone polyamides having 

- a variable degree of polymerization, alone or as 
mixtures, which have a translucent or transparent 
appearance . • 

10 • . * • • • 

Example 3 

In this example, a very simple formula is 
prepared which leads to a transparent solid system 
which may be provided in a pot,, or even as a. stick, and 
15 which may be coloured with colorants, pearlescent 
agents, glitter, or pigixients - * 

The composition is prepared from the 
constituents below, accojrding to the procedure- of 
Example 1: 

20 - Silicone polyamide of DP15 . 20% 

- Isononyl isononanoate qs 100 

The cast composition obtained in the form of 
a ^'stick", with no colouring agent, is transparent for 
the purposes of the present invention and is 
25 colourless. 
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Example 4 

in this example, in order to demonstrate the 
non- sticky and transfer-free character upon contact of 
the formulation according to the invention of * 

5 Example 3, a stick according to the invention 6f 
■ identical composition is made,, but by. introducing 
colour in a concentrated, manner/ which masks the 
transparency, but makes it possible to. demonstrate the 
"transfer at the optional pressure. 

10 • The composition is prepared from the 

constituents below, according to the procedure of 
Example 1: . 

- silicone polyamide of DP15 20% 

- Isononyl isononanoate qs 100 

15 - Pigment 8 •.66% 

The composition when applied for example to 
the hand is non-sticky. When the deposit is touched 
with th^ finger for example by exerting pressure, no 
20 colour is removed through contact., that is to say that 
no colour is transferred to the finger once the contact 
is terminated. 

This example demonstrates that for a 
composition which' is slightly coloured, with colorants 
25 for example, it is possible, by virtue of the 

invention, to obtain the transparency at the same time 
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■ as the non-stickiness and the absence of transfer 
through contact . . ' 
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